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ASPHALT MODIFIERS FOR “WARM MIX”
APPLICATIONS INCLUDING ADHESION
PROMOTER

CROSS-REFERENCES TO RELAT
APPLICATIONS

L1

D,

This application 1s a continuation of U.S. patent applica-
tion Ser. No. 12/742,790, filed May 13, 2010, now U.S. Pat.
No. 8,440,011, which 1s a National Stage entry of Interna-
tional Application PCT/EP2008/065281, filed Nov. 11, 2008,
which claims the benefit of European Patent Application No.
07122340.8, filed Dec. 5, 2007 and U.S. Patent Application
No. 60/987,929, filed Nov. 14, 2007. The contents of the
alforementioned applications are imncorporated herein by ret-
erence 1n their entireties.

FIELD OF INVENTION

The present invention generally relates to a novel combi-
nation of surfactants and asphalt modifiers that facilitates the
mixing, lay down and compaction of asphalt mixes at lower
than normal temperatures, while at the same time signifi-
cantly improving the moisture resistance properties of hot or
warm asphalt mixes. This duel effect of a single additive
package differentiates the claimed invention from current
“Warm Mix” Asphalt technologies. Also unlike several other
Warm Mix technologies this invention does not require the
use of water for foaming asphalt and thereby lowering com-
paction temperatures.

BACKGROUND OF THE INVENTION

Asphalt mixes are widely used 1n road construction and
maintenance and the majority of asphalt mixes that are used
currently are produced by the hot method which 1s generally
known as hot-mix or HMA and also known as asphalt con-
crete. These asphalt mixes consists of asphalt binder and
mineral aggregate. The aggregates used could be either natu-
ral or processed. Normally processed aggregates are used
which have been quarried, crushed, separated into distinct
s1ze fractions, washed or otherwise processed to achieve cer-
tain performance characteristics of the finished HMA. The
aggregates are usually a mixture of various sizes to give
desired load bearing strength and properties to the asphalt
mix as specified i the mix design.

The strength and durability of the asphalt pavements
depends on various factors such as the properties of the mate-
rials used, the interaction of the various materials and the
mix-design. One of the key factors determiming the strength
and durability of the asphalt pavement also depends on the
ability of the mix to be compacted to the desired design
densities and air-voids. A mix that 1s not properly compacted
will have poor strength and will be prone to various pavement
distresses. It 1s important to attain proper coating of the aggre-
gate with asphalt with optimum binder content and good
adhesion of asphalt onto the aggregate and good cohesive
strength of the asphalt to produce a mix that will have a good
performance during the lifetime of the pavement. Pavement 1s
designed to avoid some commonly known distresses such as
permanent deformation, fatigue cracking, low temperature
cracking and moisture damage.

The mixes are also designed to achieve a specified density
and % air-voids. The temperature of the mix has a big influ-
ence on the ability to compact. Various grades of asphalt are
used 1n asphalt mixes depending on the predicted traffic load
and expected pavement temperatures. Higher PG (Perfor-
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2

mance Grade) asphalts are used 1n pavements with a higher
traffic load and 1n areas where the pavement temperatures are
higher. For example PG 76-22 asphalt 1s used on highways in
the Southern part of US and 1n pavements with lower traific
loadings, PG 64-22 asphalts are used. With higher PG grades,
binders are usually polymer modified (PMA) and are conse-
quently more viscous requiring much higher mix tempera-
tures to facilitate compaction to the target design densities.
One of the important consequences ol the higher asphalt
temperatures 1s the substantial increase 1n asphalt fumes at the
hot-mix plant and during construction which are major issues
for the environment as well as personnel health. These days
there 1s a major impetus by the asphalt industry to minimize
the asphalt fumes to advance environmental stewardship.

Additional benefits 1n lowering mix and compaction tem-
peratures depending on the technique used are lower fuel
costs for the hot-mix producer, lower costs for emission con-
trol, lower emissions would permit paving 1n non-attainment
areas where there 1s strict air pollution regulations. Warm mix
asphalt will also allow longer haul distances as the mix at a
lower temperature will maintain lower viscosity and work-
ability when it reaches the construction site. Warm-mix
asphalt paving could be done at cooler weather compared to
hot-mix asphalt and thereby extending the asphalt season e.g.
paving late into Fall and paving earlier in Spring. Lower
temperature also would reduce oxidative hardening of the
asphalt which will enhance pavement performance in extend-
ing the pavement life.

There 1s a definite need for reducing the aggregate mixing,
lay down and compaction temperatures while at the same
time achieving the designed pavement air voids and density
and reducing fume emissions to acceptable levels.

Moisture damage 1s also of great concern. Moisture dam-
age 1n asphalt mixes can occur by two major pathways. First
water will displace asphalt from the aggregate surface espe-
cially the ones containing higher amounts of silica since water
has a higher aflinity for the aggregate surface compared to
asphalt and there 1s lack of chemical bonding of asphalt to the
surface. This 1s known as stripping. Adhesion 1s the formation
of chemical bond between asphalt and the aggregate. Sec-
ondly water over a period of time under repeated load can get
inside asphalt and reduce the cohesive strength of asphalt.
The results of stripping and loss of cohesive strength of the
asphalt on the properties of the mix can be conveniently
evaluated by the Hamburg wheel tracking test which mea-
sures deformation of the mix by a repeated load under water
and by the Tensile strength Ratio test such as ASTM D 4867
procedure.

Several processes and products are being mtroduced 1nto
the market to reduce compaction and mix temperatures which
are known as warm-mix technologies and the mixes are
known as warm-mix asphalt. These techniques that have been
introduced 1n the market to reduce the mixing and paving
temperatures can be broadly classified into three categories.
One such technology 1s the addition of products such a Fisher-
Tropsch wax known as Sasobit promoted by Sasol GmbH
International, which 1s a viscosity flow improver that reduces
the viscosity of the aggregate mix, thereby reducing the mix-
ing and compaction temperatures. Fischer-Tropsch wax
being a plastomeric material suffers from the problems of
asphalt binder embrittlement and consequent Low Tempera-
ture cracking fatigue as demonstrated by the Bending Beam
Rheometer. This technique does not require a significant
modification to the hot-mix plant.

A second category of treatments introduces certain amount
of water 1nto the mix by different means. When the tempera-
ture of the asphalt or the mix 1s higher than the boiling point
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ol water, water evaporates and causing foaming of asphalt
thereby increasing the surface area of asphalt significantly.

The foaming process reduces the viscosity of the aggregate
mix, thereby helping to produce the aggregate mix at reduced
temperatures, which facilitates paving at lower than normal
temperatures. The Eurovia Zeolite process works through the
generation of foam by liberating water ol hydration and 1n this
way helps to generate the foam 1n asphalt. The Mead West-
vaco Warm Mix process uses water from the emulsified
asphalt to produce the same foaming etiect. In the Shell WAM
process water 1s directly introduced to aggregate hot mixing,
process to generate foaming of asphalt. These techniques
require some modifications to the hot-mix plant. The concern
with these moisture foaming technologies 1s the unknown
long term efiect of moisture damage since water 1s deliber-
ately introduced into the mix.

The third category includes methods where there 1s a
change 1n mechanical design of hot-mix plant that allows
production of the mix at lower than normal temperatures and
which can be paved at lower than normal temperatures.

Onthe negative side lower mix temperatures could result in
less effective drying of the aggregate. The aggregates which
normally contain varying amounts of water depending upon
the aggregate stockpile storage location and moisture/rainfall
that s prevalentin the area. The presence of water will impede
proper bonding of asphalt to the aggregate surface and wall
result in moisture damage. This 1s also a concern that needs to
be dealt with in the Warm Mix techniques that deliberately
introduces water into the mix.

The present invention 1s concerned with the technical prob-
lem of reducing the mixing and paving temperatures and at
the same time improving the resistance to moisture resistance
of the hot-mix asphalt used for production of road surfaces
without sacrificing the performance characteristics of the
asphalt mix. More specifically, the present inventors have
found that a novel combination of surfactants and rheology
modifiers can improve the ease of mixing, lay down and
compaction of asphalt mixes by reducing the viscosity of the
asphalt binder and aggregate mix during the production and
paving of the mix and thereby reduces the compactive eflfort
required to attain the optimum design densities. The unique
combination of surfactants that help 1n compaction also func-
tion as adhesion promoters by improving the coating and
bonding of the asphalt to the aggregates surfaces. Asphalt
binder modified with these surfactants has a higher aifinity to
aggregate surface compared to water and so water cannot
displace or strip asphalt from the aggregate surface. The
rheology modifiers also improve the cohesion strength of
asphalt at pavement temperatures and thereby further
improve the moisture resistance properties of the mix. This 1s
the first instance that a unique combination of surfactants and
rheology modifiers have been used as a single package that
function as a compaction aid/warm additive and adhesion
promoter 1 one. Unlike other additives and techmiques for
warm-miXx, the current invention does not deliberately intro-
duce water 1nto the mix and does not have any adverse effect
on low temperature properties of asphalt as demonstrated by
the Bending Beam Rheometer.

SUMMARY OF THE INVENTION

The present mvention relates to an additive package for
asphalt formulation that comprises a novel combination of
surfactant component(s) and rheology modifier(s) compo-
nent(s). Modifiers which modity the rheology (viscosity) of
the asphalt, 1n particular reduces the viscosity of the asphalt
and asphalt aggregate mix at the mixing and paving tempera-
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tures. The surfactants ability to reduce the surface tension of
asphalt and thereby increasing the wetting characteristics of
the asphalt to the aggregate surface further helps in compac-
tion. The combined effect of the rheology modifiers and sur-
factants aids 1n compacting the mixes at lower than normal
temperatures. Further the additive package of the mvention
also improves the aifinity and chemical bonding of the asphalt
to the aggregate surface and thereby increasing the aggregate-
asphalt bond’s resistance to water, as well as improving the
cohesive strength of the asphalt.

DETAILED DESCRIPTION OF THE INVENTION

The present invention relates to a bitumen or asphalt for-
mulation for the pavement of road surfaces, said formulation
comprising a mixture of bitumen and aggregates, and an
additive package distributed therein.

The additive package of the invention comprises a combi-
nation of surface active components and rheology modifying
components. The surfactant component preferably comprises
at least one or more amine or modified amine surfactants,
while the rheology modilying component comprises at least
one or more 0o11) awax component, and 11) aresin component.
The wax component can be derived from crude o1l or syn-
thetic sources such as Fischer-Tropsch or Polyethylene or
Polypropylene sources in the congealing point range of 60° C.
to 150° C. and above.

The additive package of the invention positively influences
ability to compact the mixes at lower than normal tempera-
tures by the reduction of viscosity of the asphalt aggregate
mix and significantly improves the moisture resistance prop-
erties of the asphalt by improving both the adhesion and
cohesion properties of asphalt. The combination of rheology
modifiers and surfactant does not compromise any of the low
temperature requirements of asphalt as demonstrated by the
Bending Beam Rheometer.

Any Hot Mix asphalt mixture known to the skilled artisan
can be employed 1n the context of the present invention. For
example, standard asphalt wearing course typically contains
about 3 to 8% of bitumen, and so-called stone mastic asphalt,
which contains about 6.5 to 8.5% of bitumen, can both be
readily employed. Since the effect claimed 1s the ability to
compact at lower than normal temperatures and improvement
of binder adhesion and cohesion to minimize moisture dam-
age, the concept 1s applicable to any paving grade asphalts
and modified such as the various grades of PG (Performance
Graded) asphalts including polymer modified, tire rubber
modified asphalts, asphalts modified by Gilsonite or Trinidad
Lake Asphalt, and similar materials.

As previously discussed, the additive package ol the inven-
tion comprises from about 10 to 60% by weight of an amine
or modified amine surfactant, and from about 20 to 90% of a
rheology moditying component. The surfactant component
preferably comprises at least one amine or modified amine
surfactant, while the rheology modifying component com-
prises at least one or more of 1) a wax component, and 11) one
or more resin component(s). With certain asphalt mixes, mix-
tures of two or more rheology modifying components, which
may fall into any of the groups 1)-11), can be employed. In
another embodiment, the additive package of the invention
comprises 20 to 60% by weight of an amine or modified
amine surfactant, and from about 30 to 80% of a rheology
moditying component(s). If the rheology modifying compo-
nent comprises two rheology modifiers from separate classes
1), or 11) 1n accordance with the ivention, 1t 1s preferred that
they are present 1 a ratio of from 20:80 to 80:20; more
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preferably 40:60 to 60:40, and in another embodiment, in
approximately 50:50 proportions.

A more detailed description of each of the additive package
and each of the component materials and properties thereof
follows.

The Surfactant Component

The surfactant component of the additive package of the
invention comprises at least one amine and/or modified amine
surfactant or mixtures thereof. In one example, the surfactant
component 1s selected from amines, diamines, polyamines,

cthoxylated amines, ethoxylated alkyl diamines, ethoxylated

alkyl polyamines, amido amines, amidopolyamines, imida-
zolines, and/or any of their corresponding organic and/or
inorganic salts, and mixtures and combinations ol same.
Some examples of the amine and/or modified amine surfac-
tants employable in the context of the invention are generally

depicted by the following general formulae:

I. Amines
Rl
/
R—N
\
RZ

wherein R 1s a saturated or unsaturated, substituted or unsub-
stituted, optionally branched or cyclic, hydrocarbon radical
group with 8-24 carbon atoms, for example derived from
tallow fatty acids, or tall oil fatty acids. R' and R* can be the
same or different and are selected from hydrogen or hydro-
carbon radical chain with 1-24 carbon atoms. R' and R” are
preferably selected from hydrogen or methyl. A representa-

tive example 1s hydrogenated tallowamine (CAS No. 61788-
45-2).

II. Diamines and Polyamines

R (NH—R?) — NH,

where R has the same meaning as in I, above, and R repre-

sents a linear or branched hydrocarbon radical with 1-6 car-

bon atoms. In one embodiment R” is propylene radical
(—CH2CH2CH2—) and x 1s a small integer of less than or
equal to 6. A representative example, where R=tallow, x=1

and R =propylene, is N-tallow propylenediamine (CAS No.
61791-55-7)

111.

Ethoxylated and/or Propoxylated Amines

(CH,—CHR*0),H
/

R—N
\
(CH,—CHR*O),H

where R has the same meaning as in I, above; and x and y are
independently selected from 0, 1 or 2, and each R* is inde-
pendently selected from H or CH;. In one embodiment,

x=y=1. A representative example, where R*—H and
R=hydrogenated tallow alkyl, x=y=1 1s N,N diethanol,
hydrogenated tallowamine (CAS No. 90367-28-3).
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IV. Ethoxylated and/or Propoxylated Alkyl Diamines and
Ethoxylated Alkyl Polyamines e.g.

H,(OCF

R*—CH,)

R—N—R’—N

(CH,—CF

RY0),H

(CH,— CHR*O) H
Y

wherein R and R® have the same meaning as in I, above; X, v,
and z are independently selected from 0, 1 or 2 and
x+y+z<or = 5, and each R” is independently selected from H
or CH,. In one embodiment, x=y=z=1. A representative
example, where x=y=z=1, R*—H and R’=propylene is N, N,
N'Tris(2-hydroxyethyl)-N-hydrogenated tallow-1,3-diami-
nopropane (CAS No. 90367-25-2).

V. Amido Amines
Rl
/
RCO—NH—R’—N
\
R2

wherein R, R', R* and R~ has the same meaning as in1, above.
A representative example is where R'=—R*=methyl and
R*=propylene and R—C,-C., alkyl has the CAS No. 84082-
43-9,

VI. Amidopolyamines and Imidazolines e.g.

RCO—(NH—R?),—NH,

wherein R and R® have the same meaning as in example I,

above, and x=an integer of from 1 to 10. This group 1ncludes
the reaction product of fatty acids or esters with complex
mixtures of polyethylenepolyamines and related compounds
which may contain also cyclic and substituted nitrogens
obtained as by-products 1n the manufacture of diethylene
triamine and ethylene diamine. Representative compounds
have the CAS Nos 402591-95-1, 68910-93-0, 103213-06-3,
05-38-3.

The products listed above may be present 1n the mixtures
described in the invention as their salts or organic or inorganic
acids imncluding but not limited to the salts of long chain fatty
acids, e.g. stearic acid, salts of phosphoric acids, or substi-
tuted phosphoric acids, acetic acid, naphthenic acids, rosin
acids etc.

Specific surfactants useful in the additive package of the
invention include, but are not limited to ethoxylated tallow
amines, fatty amines, fatty amine derivatives, tall o1l ami-
doamines/imidazolines, bis hexamethylene triamine and
higher oligomers of hexmethylediamine, other alkyl amine
surfactants with a hydrocarbon chain consisting of 8 to 22
carbon atoms and mixtures combinations thereof. Specific
examples of such surfactants include, but are not limited to
tallow n-propylene diamine, tris-ethoxylated tallow N-propy-
lene diamine, Redicote C-450, a mixture of imidazolines and
amidopolyethylenepolyamines, Wetfix 312—a mixture of
imidazolines and amidoamines available from Akzo Nobel
Surface Chemistry LLC, Chicago, Ill. The surfactant compo-
nent can also include hydrogenated tallow propylene
diamine, ethoxylated hydrogenated tallow propylene
diamine, tallow dipropylene triamine, tallow tripropylene tet-
ramine and their dervatives, and amides resulting from the
condensation fatty acids with dimethylaminopropylamine.
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Rheology Moditying Component

The rheology modifying component of the additive pack-
age of the mvention comprises 1) at least one hydrocarbon
polymer component which could include materials com-
monly known as waxes, 11) at least one resin component and
mixtures and combinations thereof.

1) Wax Component:

Wax modifiers that can be usefully employed in the context
of the invention include, but are not limited to waxes of
vegetable (e.g. carnuba wax), animal (e.g. beeswax) mineral
(e.g. Montan™ wax from coal, including oxidised waxes;
amide waxes (e.g. ethylene bis stearamide, stearyl amide,
stearylstearamide); fatty acids and soaps of waxy nature (e.g.
aluminum stearate, calcium stearate, fatty acids); other fatty
maternals of waxy or resinous nature (fatty alcohols, hydro-
genated fats, fatty esters etc) with the ability to stiffen asphallt,
and the like, polymers of plastomer (polyethylene, polypro-
pylene, ethylvinylacetate). Fischer Tropsch wax from coal) or
petroleum (e.g. paraffin wax, polyethylene wax, Fischer-
Tropsch wax from gas) origin including oxidized waxes can
also be used 1n accordance with the invention. In one embodi-
ment, the amount of the Fischer-Trospsch wax or its deriva-
tive mtroduced 1n to the asphalt 1s kept below 0.5% by the
weilght of the asphalt/bitumen. The wax component can be
derived from crude o1l or Fischer-Tropsch process or other
synthetic wax processes such as for example Polyethylene
and polypropylene waxes 1n the congealing point range ot 60°
C. to 150° C. and above. The above products are basically
soluble 1n the asphalt at the temperatures of the hot mix, to
make a homogeneous binder, and/or will melt at the tempera-
ture of the mix and the ingredients will disperse/dissolve 1nto
the mixture. The wax and resin ingredients will generally act
to improve the viscosity and tlow properties of asphalt at the
mix and compaction temperatures and improve the cohesion
properties of the asphalt at pavement temperatures, while the
surfactant component reduce the surface tension and coating
ability of asphalt and thereby further assist in compaction and
at the same time will improve the adhesion of the asphalt to
the aggregate. Together the ingredients provide improved
compaction at lower than normal temperature while improv-
ing the adhesion and cohesion properties of the mix making 1t
more resistant to moisture damage.

In one embodiment, the invention preferably employs a
hydrocarbon polymer also known as polyethylene wax
derived from polymerization of ethylene 1n the presence of a
catalyst (Ret). The congealing point o the wax 1s between 80°
C. and 120° C. with a Brookfield viscosity at 135° C. in the
range of 10 to 40 cPs.

11) Resin Component:

A second type of rheology moditying component com-
prises resins of vegetable (tall o1l pitch, pine tar pitch, tall o1l
rosins, rosin acids, pine rosins, gum rosins including chemai-
cally modified resins like maleated and fumarated rosins and
resinous by-products from tall o1l processing or the process-
ing of gum rosins.) or petroleum (petroleum resins, phenolic
resins). In particular resins having a Drop melt point >60° F.,
in another embodiment >60° C., and a Penetration <50 at 25°
C., for example Tall O1l pitch or modified tall oil pitches
containing long chain and tricyclic organic acids and sterols,
are useful. The tall o1l resin based modifiers may also include
non-resinous fractions from distillation of crude tall o1l such
as fatty acids, tall o1l heads, and may also include chemically
modified version of these fractions as a result of maleation
and fumarization. Preferred rheology modifiers of this class
include, but are not limited to tall o1l pitch, maleated tall o1l
pitch, rosin acids, tall o1l heads. Polymers of elastomer (natu-
ral rubber, styrene butadiene rubber, polychlorprene, crumb
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rubber from reclaimed tires etc) character; asphaltic materials
of high softening point (e.g. asphaltenes, Gilsonite™, Trin-
idad Lake Asphalt, by-products from the deasphalting of o1ls,
oxidised asphalts etc); asphaltenes such as ROSE bottoms
(Residuum O1l Supercritical Extraction) and other zero pen-
ctration asphalts may also be employed either alone or 1n
combination.

In broader terms the invention contemplates a combination
of surface active agents with one or more asphalt rheology
modifiers which might include polyethylene wax, polypro-
pylene wax, Fischer-Tropsch wax, crude o1l derived waxes,
other types of wax, polymers, Gilsonite, or tall o1l based
modifiers, the key feature being that these types of ingredients
have been combined 1nto a single product.

The warm mix additives of the invention can be added as a
single additive package, or the individual components of said
additive package. Whether added as a single package, or as
individual components, the additives of the invention can be
added at various stages of the warm mix process. In one
embodiment, the additive package of the mvention can be
blended into the asphalt binder before the asphalt 1s intro-
duced to the aggregate 1n the hot-mix plant, 1t can be added to
the aggregate, or a portion of the aggregate, before asphalt 1s
added to the mixer or 1t can be added to the mixer 1n the
hot-mix plant after asphalt has been added to the aggregate. It
1s preferably added into the mixer such as the drum mixer at
the hot-mix plant. The do sage level of the additive package by
the weight of the asphalt 1s 1n a range from 0.2 to 10% by
weight, preferably 1n the range from 0.5 to 6% by weight, and
turther preferably about 1 to 3% by weight, based on asphalt
binder.

The additive package of the invention has the following
advantages over current technologies:

(a) It not only helps to lower the hot-mix production and
compaction temperatures but also at the same time
improves the moisture resistance properties of the mix.
It 1s a warm-mix additive and an adhesion promoter/
antistripping additive in a single package, or the indi-
vidual components of said package can be added sepa-
rately. As a warm-mix additive 1t reduces the viscosity
and 1mproves the tlow properties of asphalt along with
its coating ability to the aggregate surfaces and thereby
reduces the temperature required to compact an asphalt
mix by 15 to 60° F. lower compared to an asphalt mix
without the additive package. As an adhesion and cohe-
ston modifier 1t 1mproves the moisture resistance of
mixes as demonstrated by the Tensile Strength Ratio test
and the Hamburg Wheel Tracking Tests.

(b) Unlike other wax based warm-mix additives such as
Fischer-Tropsch waxes does not suffer from the prob-
lems of asphalt binder embrittlement and consequent
low temperature cracking fatigue as demonstrated by the
Bending Beam Rheomoter test.

(¢) The additive package of the invention, because of melt-
ing point and physical characteristics allows it to be
formulated 1n a physical form such as powder, pastil-
lated, or tlaked free tlowing solid or liquid which can be
blended into asphalt binder just before production of the
hot-mix or could be added to the drum dryer at various
stages during the production of the hot-mix, as described
above.

The mvention will now be illustrated by the following
non-limiting examples.

Compaction or Densification Tests

The Densification test were done with a PG76-22 asphalt and
a granite aggregate in an asphalt mix whose aggregate grada-
tion and asphalt contents are listed 1n Table 1.
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TABL,

(L]

1

Target gradation and asphalt content

Sieve % Passsing
Size IMF Actual
19.0 100.0 99.0
12.5 90.00 87.9
9.5 83.00 79.9
4.75 52.00 49.6
2.36 34.00 32.2
1.18 25.00 23.6
0.6 19.00 18.6
0.3 13.00 14.7
0.15 5.00 5.3
0.075 2.90 2.9
Asphalt % 5.3 5.1

The densification was carried out with a vibratory compactor
for a period 01 30 seconds as described in the NCAT (National
Center for Asphalt Testing) Report Dated June 2005 and
the % air-voids were measured. Three different compaction
temperatures were used and 1n each case the aggregate mix
with binder was prepared at 35° F. above the respective com-
paction temperatures. Three separate mixes were evaluated at
cach of the three compaction temperatures:

(a) Warm Mix formulation AN 003 at 2% on PMA binder PG
76-22.

(b) Warm Mix formulation AN 004 at 2% on PMA binder PG
76-22.

(c) PMA 76-22 binder without any Warm Mix additive as
Control.

The results are listed below 1n Table 2.

TABLE 2
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compacting the unmodified asphalt at 300° F. thereby dem-
onstrating the claim of Warm Mix.

Moisture Sensitivity Tests

Moisture damage 1n asphalt mixes can be evaluated either
by the Hamburg Wheel Tracking test and by the Tensile
Strength Ratio test according the ASTM D 4867 which 1s also
commonly known as the modified Lottman and Root Tunni-
clif Test.

Tensile Strength Ratio Tests ASTM D4867:

Here there are two sets of compacted specimens. The con-
ditions specimens are exposed to water by a variety of proce-
dures to simulate moisture damage and the unconditioned
specimens are maintained at room temperature. Then the
Indirect Tensile Strength 1s measured and the Tensile strength
ratio 1s obtained by dividing the conditioned strength by the
unconditioned strength. A ratio of 0.8 or higher 1s normally
considered acceptable. The results are listed 1n Table 3.

TABLE 3

Tensile Strength Ratio Tests

Conditioned Unconditioned Tensile
Warm-Mix Tensile Tensile Strength
Additive Strength Psi Strength Psi Ratio
AN 003 74.7 79.4 0.94
AN 004 74.2 83.7 0.89

*The specimens for the TSR test with additives AN 003 and AN 004 were compacted at 270°

F.

The results show that the Tensile Strength ratio 1s above

0.80 with the mixes modified with the two warm-mix addi-
tives (AN 003 and AN 004), which 1s the qualifying criteria

Densifications Test Results - Air Voids % at different compaction temperatures.

Temp. 300° F. 270° L. 240° b,
Sample ANO003 ANO004 PG76-22 ANOO03 ANO004 PG76-22 ANOO3 004 PG76-22
1 5.1 4.2 3.5 5.2 4.9 6.0 6.0 54 0.5
2 5.0 5.0 5.4 5.3 4.5 0.8 6.0 5.9 7.1
3 5.0 4.9 5.3 5.0 4.3 0.5 0.3 5.4 7.5
4 5.0 5.0 5.3 5.8 4.5 0.2 0.5 5.5 0.5
S 4.7 3.8 5.8 5.7 4.6 7.0 0.4 0.2 0.3
0 5.0 5.0 5.4 5.0 4.9 6.6 0.3 5.5 0.8
Avg, 4.9 4.6 3.5 5.4 4.6 0.5 0.3 5.7 0.8
Std. Dev. 0.14 0.53 0.19 0.31 0.23 0.37 0.21 0.33 0.45

“AN 0037 15 a mixture illustrating the invention and comprises:
Toprez LM (tall o1l derived resin ex Chusei1) - 10%

N-tallow propylene diamine 37.5%

Fischer Tropsch wax 21.5%

Polyethylene wax (ex Chuse1) 31.0%

AN 004" 1s a mixture 1llustrating the invention and comprises:

Toprez LM (tall o1l derived resin ex Chusen) - 20%

N-tallow propylene diamune 37.5%
Polyethylene wax (ex Chuse1) 42.5%

The results clearly shows that the % air voids are signifi-
cantly lower with AN 003 and AN 004 at 300° F., 270° F. and
240° F. compared to the control and also the % air voids are
lower at 270° F. lower compared to the control at 300° F. In the
case of AN 004 the resulting % air voids at 240° F. 1s similar
compared to the control at 300° F. The results indicate that
compaction can be done at 30 to 60° F. lower and still get
the % air voids lower or equal to the air voids obtained

60

65

with most specifying agencies. In prior Warm Mix testing by
NCAT, the Tensile Strength Ratio was consistently a problem
with the other Warm Mix technologies evaluated and needed
the addition of an anti-strip agent to mitigate against moisture
damage.

Hamburg Wheel Tracking Test:

In the test method compacted samples of asphalt mixtures
are subjected to repeated wheel tracking cycles under water.
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Failure of the sample 1s shown by deformation (rutting). A
stripping inflection point 1s the point at which there 1s a
considerable change 1n the slope of the rutting curve (rut
depth plotted against the number of cycles). In general the
accepted criteria 1s that the stripping inflection point should 5
happen after 10,000 cycles. Some agencies specily a defor-
mation of 12.5 mm as the point of failure. The number of
cycles to 12.5 mm deformation 1s a measure of the perfor-
mance of the mixture. The results are listed 1n Table 4.

TABLE 4

Hambure Wheel Tracking Test Results

12

a) from about 20 to about 60 wt %, based on the total weight
of the additive package of surfactant component, and
b) about 30 to about 80 wt % of the additive package of an
asphalt rheology modilfying component,

wherein said asphalt rheology modifying component com-
prises at least one wax component and at least one resin
component,

wherein the surfactant component comprises at least one
surfactant selected from the group consisting of amines,

Stripping Avg. Avg. Total Avg.
Alr Inflection  Stripping  Rutting Rutting Rutting @ Total
Voids, Compaction Point, Inflection Rate, Rate, 10,000 Rutting,
Mix Type % Temp., L. cycles Point, cycles mm/hr mm/hr  cycles, mm M
AN 003 #1 7.2 270 >10,000 >10,000 0.513 0.801 5.15 5.89
AN 003 #2 7.0 270 >10,000 1.089 0.62
AN 004 #1 7.0 270 >10,000 >10,000 0.396 0.345 4.73 4.25
AN 004 #2 7.0 270 >10,000 0.294 3.77
It can be seen from the results that the stipping inflection point diamines, polyamines, ethoxylated amines, ethoxylated
happens after 10,000 cycles with both additives and the aver- s alkyl diamines, ethoxylated alkyl polyamines, amido

age rut depth 1s 5.89 mm and 4.25 mm with AN 003 and AN
004 respectively.

Asphalt PG Grade Testing;:

It 1s essential that the additives do not adversely affect the
properties of the asphalt binder especially the low tempera-

ture properties of the asphalt as measured by the Bending S
Beam Rheometer Test. So PG 76-22 binder modified with 2%
AN 003 and separately with AN 004 were subjected to the
standard PG grading tests (AASHTO T 313, and T 313). The
results are listed 1n Table 3. s
TABLE 5
Performance Grade Testing Results

PG 76-22 + PG 7622+ 4,
Test PG 76-22 2% AN 003 2% AN 004
G*/Sin d (kPa) @ 1.17 1.05 1.03
76° C.
RTFOT G*/Sin d 2.49 2.27 2.25
(kPa) @ 76° C.
BBR Creep 185 144 140 45
Stiffness, S, @ -12°
C.
BBR, Slope m-Value 0.316 0.342 0.344
@ -12° C.
Original Binder 73.8 70.20 72.0
Phase Angle (@ 76° 50
C., Degrees
Note that the Low Temperature flexibility properties as measured by the m-Value (should be
above 0.3) and Creep Stiffness (lower the better) are significantly improved by the additive
compared to the control PMA 76-22 without additive.

In summary these warm-mix additives can help to lower 55
mix and compaction temperatures by about 60° F. as demon-
strated by the compaction tests and at the same time provide
a mix resistant to water damage as demonstrated by the TSR
and the Hamburg Wheel Tracking Test. Unlike other wax
modifiers these warm-mix additives do not have any detri- 60
mental effect on the lower temperature properties of asphalt
as demonstrated by m-value and Creep Stifiness PG grade
testing.

We claim:

1. An additive package for warm-mix asphalt formulations 65

for the pavement of road surfaces, said additive package
comprising

amines, amidopolyamines, imidazolines, any of their
corresponding organic or morganic salts, and mixtures
thereof,

wherein the wax component 1s selected from the group
consisting of carnuba wax, beeswax, montan wax from
coal, Fischer Tropsch wax from coal, petroleum or gas
origin, amide waxes, fatty acids and soaps; fatty alco-
hols, hydrogenated fats, fatty esters, and mixtures
thereof,

wherein the resin component 1s selected from the group
consisting of tall o1l pitch, pine tar pitch, tall o1l rosins,
rosin acids, pine rosins, gum rosins, maleated rosins,
fumarated rosins, resinous by-products from tall o1l pro-
cessing or the processing of gum rosins, petroleum res-
ins, phenolic resins, maleated tall o1l pitch, tall o1l heads,
natural rubber, styrene butadiene rubber, polychlor-
prene, crumb rubber, asphaltenes, uintahite, dried
asphalt, Trimidad refined asphalt, by-products from the

deasphalting of oils, oxidised asphalts, zero penetration

asphalts, and mixtures thereof, and

wherein said resin component has a Drop melt point >60°
F. and a Penetration <50 at 25° C.

2. The additive package of claim 1 wherein the surfactant
component comprises at least one surfactant selected from
the group consisting of

I. Amines
Rl
/
R—N
\
R2

wherein R 1s a saturated or unsaturated, substituted or unsub-
stituted, optionally branched or cyclic, hydrocarbon group
with 8-24 carbon atoms, R' and R* can be the same or differ-
ent and are hydrogen or hydrocarbon chain with 1-24 carbon
atoms;
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II. Diamines and Polyamines
R—(NH—R?) —NH,

where R has the same meaning as above, and R” represents a

linear or branched hydrocarbon radical with 1-6 carbon

atoms, and X represents an integer of less than or equal to s1x;
III. Ethoxylated and/or Propoxylated Amines

(CH,—CHR*0),H
/

R—N
\
(CH,—CHR*O),H

where R has the same meamng as above; and x and y are
independently 0, 1 or 2 and each R” is independently H or
CH;:
IV. Ethoxylated and/or Propoxylated alkyl Diamines and
cthoxylated alkyl polyamines

H,(OCH R*Y0),H

R*—CH,) (CH,—CH

R—N—R’—N

(CH,—CF

R*0),H

wherein R and R> have the same meaning as above; X, y, and
z are independently 0, 1 or 2 and x+y+z< or =5, and each R*
1s independently H or CHj;

V. Amido amines

R
/

RCO—NH—R’—N
RZ

wherein R, R', R” and R has the same meaning as above; and
V1. Amidopolyamines and imidazolines

RCO—(NH—R?) —NH,

wherein R and R” have the same meaning as above, and x=an
integer of from 1 to 10.

3. The additive package of claim 1 wherein said surfactant
component comprises at least one amine and/or modified
amine surfactant selected from the group consisting of
cthoxylated tallow amines, fatty amines, fatty amine deriva-
tives, tall o1l amidoamines/imidazolines, bis hexamethylene
triamine and higher oligomers of hexmethylediamine, alkyl
amine surfactants with a hydrocarbon chain consisting of 8 to
22 carbon atoms and mixtures thereof.

4. The additive package of claim 1 wherein said surfactant
component 1s selected from the group consisting of tallow
n-propylene diamine, tris-ethoxylated tallow N-propylene
diamine, a mixture of imidazolines and amidopolyethylene-
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polyamines, a mixture of imidazolines and amidoamines,
hydrogenated tallow propylene diamine, ethoxylated hydro-
genated tallow propylene diamine, tallow dipropylene tri-
amine, tallow tripropylene tetramine and denivatives thereot,
and amides resulting from the condensation fatty acids with
dimethylaminopropylamine.

5. The additive package of claim 1 wherein said wax com-
ponent 1s selected from the group consisting of paraiiin wax,

polyethylene wax, ethylene bis stearamide, stearyl amide,
stearylstearamide; aluminum stearate, calctum stearate, fatty
acids; fatty alcohols, hydrogenated fats, fatty esters and mix-
tures thereof.

6. The additive package of claim 5 wherein the congealing
point of said wax 1s between 60° C. and 150° C. with a
Brookiield viscosity at 1335° C. 1n the range of 10-40 cPs.

7. A warm mix asphalt formulation for the pavement of
road surfaces, said formulation comprising a mixture of bitu-
men and aggregates, and from about 0.2 to 10% by weight of
the additive package of claim 1, based on the weight of the
asphalt.

8. The formulation of claim 7 wherein the temperature
required to compact said asphalt 1s 15-60° F. lower than
conventional hot mix asphalts.

9. The asphalt formulation of claim 7 wherein said asphalt
and aggregates are mixed 1n a mixer, and wherein said addi-
tive package a) 1s blended into said asphalt binder before the
aggregates are mtroduced to the mixer; or b) added to the
aggregates, or portion of the aggregates before the asphalt 1s
introduced to the mixer; or ¢) added to the mixer after the
asphalt has been added to the aggregate in said mixer, or
combinations of a)-c).

10. A method for lowering the compaction temperature of
warm mix asphalt, said method comprising adding to said
warm mix asphalt a compaction temperature lowering
amount of the additive package of claim 1.

11. The method of claim 10 wherein from about 0.2 to 10%
by weight of the additive package of claim 1, based on the
weight of the asphalt, 1s added to said warm mix asphalt, and
wherein the temperature required to compact said asphalt1s at
least 15-60° F. lower than conventional hot mix asphalts.

12. The warm mix asphalt of claim 7 wherein said additive
package 1s added as a single package, or the individual com-
ponents of said package are added separately to the warm mix
asphalt.

13. The warm mix asphalt of claim 7 wherein the additive
package, or individual components thereof, are added at vari-
ous stages of the warm mix process.

14. The warm mix asphalt of claim 13 wherein the additive
package, or individual components thereof are blended into
the asphalt binder before the asphalt 1s mtroduced to the
aggregate 1 the hot-mix plant, added to the aggregate, or a
portion of the aggregate, before asphalt 1s added to the mixer,
and/or added to the mixer 1n the hot-mix plant after asphalt
has been added to the aggregate.

% o *H % x
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